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(54) Recovery of hydrocarbons from polyalkene product purge gas 



(57) Hydrocarbons are recovered from the product 
purge gas (23) in an alkene polymerization process by 
absorption (117) of heavier hydrocarbons from the 
purge gas by an intermediate hydrocarbon stream (31) 
to yield a vapor (35) rich in inert gas and alkene mono- 
mer. Alkene monomer (37) is condensed (121) at low 
temperatures from the inert gas (45), flashed and vapor- 
ized (41) to provide refrigeration for the condensation 
step, and recycled (5) to the polymerization process. 
The intermediate hydrocarbon from the absorption step 
(117) is recycled (33) to the polymerization process. Op- 
tionally a portion of the inert gas (49) is reused for purge 



When the heavier hydrocarbon content of the prod- 
uct purge gas (23) is soluble in the condensed monomer 
and intermediate hydrocarbon liquids, the absorption 
step (171) can be omitted and the purge gas passed 
directly (30) to the condensation step (1 21 ). 
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Description 

The invention pertains to the production of poly- 
alkenes such as polyethylene and polypropylene, and 
in particular to the recovery of hydrocarbons from poly- 5 
alkene product purge gas. 

In the synthesis of polyalkenes such as polyethyl- 
ene and polypropylene, solid particles of polymer prod- 
uct are withdrawn from the reactor with interparticle gas- 
eous components present in the reactor. The solid pol- io 
ymer product is purged with an inert gas such as nitro- 
gen before the product is pelletized, yielding a- nitrogen- 
rich purge gas containing a number of hydrocarbon 
compounds including un reacted alkenes such as ethyl- 
ene or propylene, some alkanes such as ethane or pro- is 
pane, comonomers such as butene-1 and hexene-1 , ad- 
ditives such as isobutane or isopentane which are add- 
ed to the reactor feed as diluents or moderators, and 
small amounts of oligomers such as octene, decene, or 
heavier olefins. Th e hydrocarbon content of this product 20 
purge gas can range up to 50 mol% or higher, most of 
which consists of the valuable alkene feed components. 
Recovery of these alkenes feed components is econom- 
ically desirable, as is recovery of the comonomers and 
additives if present. Significant amounts of heavier com- 25 
ponents such as oligomers, if present in the purge gas, 
will be detrimental to adsorption or low temperature con- 
densation methods for recovering the valuable lighter 
components. 

Adsorption processes have been proposed to sep- 30 
arate hydrocarbons from purge or vent gas streams pro- 
duced by processes sjmilar to polyethylene and poly- 
propylene reactor systems. US-A-3,266,221 discloses 
a pressure swing adsorption unit which uses molecular 
sieves to separate hydrocarbons, primarily ethylene and 35 
propylene, from byproduct carbon dioxide and diluent 
nitrogen in a direct oxidation process for the production 
of ethylene oxide. The recovered hydrocarbons are then 
compressed, purified and recycled to the reaction zone. 

US-A-4,769,047 discloses an improvement to that 40 
process whereby the ethylene oxide vent gas stream is 
first contacted with activated carbon to remove the pro- 
pylene and higher hydrocarbons which have a deleteri- 
ous effect when recycled to the ethylene oxide reactor 
with the ethylene. The ethylene is then recovered in a 45 
downstream pressure swing adsorption unit, purified by 
conventional liquid absorption methods to remove re- 
sidual carbon dioxide, compressed and recycled to the 
ethylene oxide reactor system. Since heavy oligomers 
such as octene and decene are not formed in the ethyl- so 
ene oxide reactor system, there is no problem of per- 
manent adsorption of these materials in the pressure 
swing adsorption units proposed in these patents. Po- 
tential problems with other heavy materials which might 
be present in the vent gases are not addressed in either ss 
of these patents. 

Pressure swing adsorption can be utilized to recov- 
er ethylene and propylene from the nitrogen purge gas 



used in polyethylene and polypropylene production 
processes. Most of the ethylene and propylene can be 
removed from the nitrogen so that a lower quantity of 
hydrocarbons is discharged to the atmosphere with the 
nitrogen. However, the purity of the recovered ethylene 
and propylene is too low, that is, it contains too much 
nitrogen, to be recycled to the reactor system and in- 
stead must be burned as fuel or otherwise disposed of. 

US-A-3, 336,281 discloses an improvement to a 
high pressure process for the manufacture of ethylene 
copolymers operating at 7350 psia (50.7 MPa) or above 
in which ethylene off-gas from a high pressure copoly- 
mer product separator at 2940 psia (20.3 MPa) or above 
is cooled to a temperature of 0°C to -65°C (+32°F to 
-85°F) by expansion to atmospheric pressure. As a re- 
sult of this expansion cooling step, a large fraction of the 
undesirable low molecular weight by-products in the off- 
gas are condensed and removed and the uncondensed 
ethylene can be recycled to the reactor system. The im- 
provement of this process is directed primarily to the re- 
moval of the undesirable low molecular weight by-prod- 
ucts from a recycle ethylene stream; the separation of 
ethylene from light gases such as nitrogen is not ad- 
dressed. The potential problems of freeze-out of by- 
products or comonomers in the cold equipment are not 
addressed in this patent. 

US-A-4,21 7,431 discloses an improvement to a 
high pressure process for the manufacture of ethylene 
copolymers operating at 20,000 to 75,000 psia (140 to 
520 MPa) in which off -gas from a low pressure copoly- 
mer product separator at 150 psia (1 MPa) or less is 
compressed and cooled to -10°C to -30°C (+14°F to 
-22°F). As a result of this cooling step, a large fraction 
of the comonomer in the off-gas, such as vinyl acetate, 
is condensed and can be recycled to the reactor system. 
However, most of the ethylene in the off-gas, typically 
60 to 70%, must be discharged from the system. The 
improvement of this process is directed primarily to the 
recovery of the comonomer for reuse; the separation of 
ethylene from light gases is not addressed in the patent. 
The potential problems of freeze-out of byproducts or 
comonomers in the cold equipment are not addressed 
in this patent. 

US-A-5,233,060 discloses an absorption/stripping 
process to recover ethylene from argon purge gas in a 
direct oxidation process for the production of ethylene 
oxide. The ethylene is absorbed in a high molecular 
weight organic liquid, such as n-dodecane, and subse- 
quently stripped from the liquid with nitrogen or meth- 
ane. The stripped ethylene is then recycled to the reac- 
tor system, along with the nitrogen or methane stripping 
gas. Recycling of the nitrogen or methane stripping gas 
is acceptable in this ethylene oxide process since these 
gases are normally used as diluent or ballast gases in 
the reactor. Potential problems with accumulation of 
heavy materials in the scrub liquid (because these ma- 
terials can only be partially stripped from the scrub liq- 
uid) are not addressed 
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A paper by A. Fatemizadeh and E. Nolley presented 
to the American Institute of Chemical Engineers, Orlan- 
do, FL, March 19-23, 1990 entitled "Ethylene Recovery 
from Polyethylene Plant Vent Streams" describes in ge- 
neric terms a cold box concept which uses expander re- 
frigeration for ethylene recovery from purge gas streams 
containing less than 20 mole % nitrogen and other light 
gases. Specific details of the cold box process steps are 
not disclosed. A demethanizer column may be required 
for adequate removal of light gases. The process re- 
quires an expansion turbine and is limited to gas 
streams containing less than 20 mole % nitrogen. A con- 
ventional lean oil absorption process is described for re- 
covering ethylene from such a stream in which ethy lene- 
containing oil is regenerated and recirculated to the ab- 
sorption tower. 

Improved methods for the recovery of alkenes such 
as ethylene or propylene from nitrogen-rich purge gas 
in the production of polyalkenes such as polyethylene 
or polypropylene are economically desirable. The pres- 
ence of heavier hydrocarbons in the purge gas can ad- 
versely affect adsorption or condensation processes 
used for light hydrocarbon recovery, and methods for 
removing such heavy hydrocarbons are needed to allow 
recovery of valuable alkenes. The invention disclosed 
below and defined in the claims which follow addresses 
these problems and offers improved purge gas treat- 
ment and light hydrocarbon recovery. 

The invention is a method for the recovery of hydro- 
carbons from product purge gas generated in the syn- 
thesis of a polyalkene product from a feed gas compris- 
ing alkene monomer and one or more intermediate hy- 
drocarbons in a polymerization reactor. , The product 
purge gas is generated by purging the granular poly- 
alkene product with an inert gas. The product purge gas 
comprises inert gas, unreacted alkene monomer, one or 
more heavy hydrocarbons formed as byproducts in the 
polymerization reactor, and one or more intermediate 
hydrocarbons having volatilities intermediate the alkene 
monomer and the one or more heavy hydrocarbons. In 
one embodiment, the method comprises contacting the 
product purge gas in a gas-liquid absorption zone with 
a scrub liquid feed comprising at least one of the one or 
more intermediate hydrocarbons, thereby absorbing at 
least a ponion of the one or more heavy hydrocarbons 
from the product purge gas into the scrub liquid. A vapor 
overhead comprising inert gas and at least a portion of 
the alkene monomer is withdrawn from the absorption 
zone and an absorber bottoms scrub liquid comprising 
at least a portion of the one or more heavy hydrocarbons 
is also withdrawn therefrom. The alkene monomer is re- 
covered from the vapor overhead, and at least a portion 
of the absorber bottoms scrub liquid is returned to the 
polymerization reactor. 

The alkene monomer usually is ethylene or propyl- 
ene, and the one or more intermediate hydrocarbons 
typically are selected from isobutane, isopentane, 
butene-1 , hexane, and hexene-1. The scrub liquid typi- 



cally comprises a hydrocarbon selected from isobutane, 
isopentane, butene-1 , hexane, and hexene-1 . The one 
or more heavy hydrocarbons typically include olefins 
having a carbon number of 8 or greater. The inert gas 

5 preferably is nitrogen. 

The recovery of alkene monomer can be accom- 
plished by cooling and partially condensing the vapor 
overhead from the gas-liquid absorption zone by indirect 
heat exchange with cold process streams, and separat- 

10 ing the resulting partially condensed stream into a first 
vapor rich in inert gas and a first hydrocarbon-rich liquid. 
Thelirst hydrocarbonKich liquid is flashed to a reduced 1 
pressure and the resulting flashed stream optionally is 
separated into a second vapor rich in inert gas and a 

is second hydrocarbon-rich liquid. The resulting flashed 
first hydrocarbon-rich liquid or the second hydrocarbon- 
richliquid is warmed and vaporized to provide by indirect 
heat exchange at least a portion of the refrigeration re- 
quired to cool and partially condense the vapor over- 
do head, thus yielding a hydrocarbon-rich vapor. The hy- 
drocarbon-rich vapor is compressed, cooled, and con- 
densed, and the resulting stream is separated into a 
monomer-rich vapor and a condensate which contains 
at least one of the one or more intermediate hydrocar- 

25 bons in the scrub liquid. The monomer-rich vapor can 
be recycled to the polymerization reactor. The conden- 
sate can be combined with makeup scrub liquid to pro- 
vide the scrub liquid feed to the gas-liquid absorption 
zone. The first vapor rich in inert gas optionally is re- 

30 duced in pressure, and the resulting reduced-pressure 
vapor and the second vapor rich in inert gas are warmed 
by indirect heat exchange with the vapor overhead to 
yield a first and a second warmed inert gas stream, 
thereby providing another portion of the refrigeration re- 

35 quired to cool and partially condense the vapor over- 
head in the initial step earlier described. At least a por- 
tion of the first warmed inert gas stream may be reused 
for purging the polyalkene product. In an alternative em- 
bodiment, the first vapor rich in inert gas is reduced in 

40 pressure and the resulting reduced-pressure vapor is 
combined with the second vapor rich in inert gas, and 
the resulting combined stream is warmed by indirect 
heat exchange with the vapor overhead to yield a 
warmed inert gas stream, thereby providing another 

45 portion of the refrigeration required to cool and partially 
condense the vapor overhead in the initial step earlier 
described. 

In certain modes of operation of the alkene polym- 
erization reactor, the amount of heavier hydrocarbons 

so produced are sufficiently low that the heavier hydrocar- 
bons in the product purge gas are completely soluble in 
the condensed monomer and intermediate hydrocarbon 
liquids. The problem of these heavier hydrocarbons 
freezing out in the condensation step therefore does not 

55 occur, and the earlier-described absorption step is not 
required. In such a situation, the product purge gas is 
processed directly to condense the monomer and inter- 
mediate hydrocarbons-by- the described heating and 
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cooling steps. 

The following is a description by way of example 
only and with reference to the accompanying drawings 
of presently preferred embodiments of the invention. In 
the drawings: - 

Figure 1 is a flowsheet of an embodiment of the 
present invention and 

Figure 2 is a flowsheet of an alternative embodi- 
ment of the present invention. 

Product purge gas from polyalkene reactors con- 
tains an inert gas such as nitrogen, the unreacted alkene 
monomers such as ethylene or propylene, hydrogen, 
light alkanes such as ethane or propane, and some in- 
termediate hydrocarbons of intermediate volatility such 
as isobutane, isopentane, butene-1, hexane, and hex- 
ene-1. In addition, depending upon reactor system op- 
eration, the purge gas may contain varying concentra- 
tions of heavier hydrocarbons which include heavier 
molecular weight oligomers such as octene and decene 
and possibly other heavier hydrocarbons. This purge 
gas can be vented, utilized for fuel value or disposed of 
by combustion in a flare system. However, it is preferred 
to recover the valuable alkenes for recycle to the polym- 
erization reactor, and optionally to recover a portion of 
the inert gas for reuse as high purity purge gas. Such 
recovery can be complicated by the presence of heavier 
hydrocarbons which can freeze out in low temperature 
processes for condensing the valuable alkenes or which 
can deactivate adsorbents used in adsorption process- 
es for purification of the purge gas. The actual concen- 
trations and phase behavior of these heavier hydrocar- 
bons are important factors in the selection and design 
of purge gas treatment systems. The present invention 
offers several embodiments for the recovery of valuable 
alkenes from polymerization reactor product gas and 
the recovery of inert gas for reuse as high purity purge 
gas. The purge gas can contain light gases at concen- 
trations between 10 and 80 mole %. 

The invention can be understood in detail with ref- 
erence to the embodiment given in Figure 1. Reactor 
system 1 01 for the synthesis of polyalkene is well known 
in the art and therefore will be explained only in general 
terms in the following description. For example, the Un- 
ipol process for polyethylene production (licensed by 
Union Carbide Corporation) is a widely -used gas-phase 
catalytic process which utilizes a fluid bed reactor at a 
pressure of about 300 psia (2 MPa). The Unipol process 
for the manufacture of polypropylene operates in a sim- 
ilar manner at a pressure of about 500 psia (3.5 MPa). 
In another process such as the LPE process (licensed 
by the Phillips Petroleum Company), ethylene and a 
comonomer are mixed with catalyst in an isobutane slur- 
ry and reacted in a loop reactor at about 600 psia (4 
MPa). 

In a representative polyalkene reactor operation, 



which in the following description is a gas-phase cata- 
lytic polyethylene reactor, feed 1 and recycle stream 3 
are combined, the combined feedstream optionally is 
combined further with either or both of the additional re- 
s cycle streams 5 and 7 (defined later), and the resulting 
reactor feed 9 is introduced into fluidized bed reactor 
103. Catalyst 11 typically is introduced into the reactor 
at multiple points as shown. Unreacted gas 13 is com- 
bined with additional unreacted gas 15 and the com- 

. io bined stream is compressed and cooled to provide re- 
cycle stream 3. Granular polyethylene product is de- 
pressurized and- withdrawn intermittently as rawproduct 
17 which flows into separator 105. Off gas from separa- 
tor 105 is cooled, compressed, and returned as stream 

is 15 for recycle to the reactor. Granular polymer product 
and entrained gas flow to discharge tank 107 which is 
purged with nitrogen stream 21 , and product purge gas 
23 is withdrawn therefrom. Although nitrogen is the pre- 
ferred purge gas, any inert gas can be utilized as long 

20 as it is compatible with the withdrawal and handling of 
the polymer product and with downstream processing 
of product purge gas 23. Granular polymer product 25 
also is withdrawn therefrom for peptization. 

Product purge gas 23 typically contains nitrogen, a 

25 major fraction of ethylene, some hydrogen and ethane, 
and some intermediate hydrocarbons of intermediate 
volatility such as isobutane, isopentane, butene-1, hex- 
ane, and hexene-1 . In addition, depending upon reactor 
system operation, the purge effluent may contain heav- 

30 ier molecular weight oligomers such as octene and 
decene and possibly other heavier hydrocarbons. Typ- 
ically the hydrocarbon content of product purge gas 23 
is at least 20 mole% and may range up to 50 mole% or 
higher, most of which is valuable ethylene. This stream 

35 can be vented, flared, or used as fuel, but preferably the 
valuable hydrocarbons contained therein are recov- 
ered. This recovery is complicated if the earlier-men- 
tioned oligomers and higher molecular weight hydrocar- 
bons are present therein. To prepare product purge gas 

40 23 for hydrocarbon recovery the stream is passed 
through surge vessel 109 to smooth fluctuating flow, 
compressed to 200 to 700 psia (1 .25 to 4.75 MPa) by 
compressor 111, and cooled by cooler 113 to yield 
cooled purge stream 26 at 80 to 120°F (25 to 50°C). 

45 |n one embodiment of the present invention, purge 
stream 26 is produced in the synthesis of polyethylene 
and contains primarily nitrogen, ethylene, and ethane, 
with smaller concentrations of isopentane (an additive 
to the reactor), hydrogen, and light hydrocarbons, and 

50 a small concentration of byproduct oligomers formed in 
the reactor. In this embodiment the oligomers and heav- 
ier hydrocarbons, which can freeze at lower tempera- 
tures, must be removed before the purge effluent is 
cooled to these lower temperatures to recover the eth- 

55 ylene. Purge stream 26, now at 200 to 700 psia (1 .25 to 
4.75 MPa) and 80 to 120°F (25 to 50°C), passes into 
separator vessel 1 1 5 for removal of condensate 27 con- 
taining some condensed intermediate and heavier hy- 
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drocarbons. Vapor 29 is introduced into scrub column 
117 and is contacted therein with scrub liquid .31 which 
absorbs the remaining heavier hydrocarbons and is 
withdrawn as scrub column bottoms 33. Bottoms stream 
33 is combined with condensate 27 to provide recycle 
stream 7 which is returned to reactor 103. Nitrogen-rich 
overhead vapor 35 containing light components and 
some vaporized scrub liquid passes to recovery system 
119 for recovery of valuable ethylene as well as vapor- 
ized scrub liquid components. 

Scrub liquid 31 is selected to contain one or more 
intermediate hydrocarbons such as isobutane, isopen-> 
tane, or comonomers such as butene-1 , hexane, or hex- 
ene-1 which otherwise would be introduced to the reac- 
tor as an additive with feed 1 . These hydrocarbons have 
molecular weights and volatilities intermediate the 
alkene monomer ethylene and the heavier oligomers 
and hydrocarbons mentioned earlier. In addition, the in- 
termediate hydrocarbons used as scrub liquids should 
have sufficiently low freezing points that residual 
amounts in nitrogen-rich overhead vapor 35 will not 
freeze out at the low temperatures required to condense 
ethylene in downstream processing. Because the scrub 
liquid is compatible with the operation of reactor 103, 
scrub column bottoms stream 33 needs no additional 
process steps to remove absorbed heavier hydrocar- 
bons and the entire stream can be recycled to reactor 
103. Alternatively a major portion of bottoms stream 33 
can be recycled to reactor 1 03 and the remaining portion 
withdrawn as a purge to prevent heavy hydrocarbon 
buildup in the reactor loop. 

Recovery system 119 can utilize any appropriate 
type of separation system to remove and recover mon- 
omer and residual hydrocarbons in scrub column over- 
head 35. For example, refrigeration can be used to con- 
dense the monomer and residual hydrocarbons for re- 
turn to the reactor system. Alternatively, the monomer 
and residual hydrocarbons can be removed and recov- 
ered by selective adsorption and desorption in a pres- 
sure swing adsorption process. In either case, prior re- 
moval of oligomers and heavier hydrocarbons usually is 
necessary to prevent buildup of these components by 
freezing or permanent adsorption in the downstream 
processing step. 

In a preferred method of the present invention for 
recovering ethylene and residual intermediate hydro- 
carbons from nitrogen-rich scrub column overhead 35, 
the stream is cooled in one or more stages to a temper- 
ature of -150 to-225°F (-100 to -145°C) and partially 
condensed in heat exchanger 121 against cold process 
streams described later and the cooled stream 36 
passed into separator vessel 1 23. The problem of heav- 
ier components freezing out in exchanger 1 21 does not 
occur because essentially all of such components were 
previously removed in scrub column 117. Condensed 
ethylene and additional light and intermediate hydrocar- 
bons are withdrawn as stream 37 which is flashed to 1 5 
to 50 psia (100 - 350 kPa) and the flashed stream 38 



introduced into separator vessel 125. Cold condensed 
liquid 39 is warmed and the flashed stream 38 vaporized 
in exchanger 121 to provide a major portion of the re- 
frigeration for condensation of stream 35, and the recov- 
5 ered vapor 41 is recompressed, the compressed stream 
44 is cooled, and the cooled stream 42 is separated in 
separator vessel 127. Overhead vapor 43 withdrawn 
therefrom, containing primarily ethylene, is returned to 
reactor 103 as recycle stream 5 earlier described. Ad- 

10 ditional refrigeration for condensation of stream 35 is 
provided by Joule-Thomson (J-T) expansion of high 
pressure nitrogen stream -45 from separator vessel 1-23 
and passing the cooled expanded stream 47 through ex- 
changer 121 to yield warmed nitrogen stream 49. Op- 
tionally, at least a portion of warmed nitrogen stream 49 
is recycled to provide purge nitrogen 21. Low pressure 
flashed nitrogen vapor stream 51 from separator vessel 
125 is warmed in exchanger 121 to provide additional 
refrigeration, thus yielding warmed nitrogen stream 53 

20 which is vented or flared. Nitrogen stream 49 typically 
contains 90% or more of the nitrogen in purge gas 
stream 26 and nitrogen stream 53 contains 10% or less 
of the nitrogen in purge gas stream 26. 

Pressurized condensate 55, which in this case is 

25 essentially isopentane with minor amounts of other hy- 
drocarbons, is withdrawn from separator vessel 1 27 at 
80 to 1 20°F (25 to 50°C) and 200 to 700 psia (1 .25 to 
4.75 MPa), and is combined with additional scrub col- 
umn makeup 57 to yield scrub column liquid feed 31 pre- 

30 viously described. In this embodiment of the invention, 
isopentane is a desired additive to reactor 103 and is 
introduced as scrub column makeup 57 rather than with 
reactor feed 1 . 

In certain modes of operation of reactor system 101, 

35 reactor 103 may produce amounts of oligomers and 
heavier hydrocarbons sufficiently low such that the oli- 
gomers and heavier hydrocarbons in stream 29 willre- 
main soluble in condensed lighter and intermediate hy- 
drocarbon liquids 37 and 39 containing ethylene, 

to ethane, and isopentane which condense in heat ex- 
changer 121. The problem of heavier components 
freezing out exchanger 121 therefore does not occur. In 
such a situation, the purge vapor stream from separator 
vessel 115 is taken as cooled purge stream 30 directly 

45 to heat exchanger 121 for recovery of ethylene and iso- 
pentane. Recovered hydrocarbon stream 41 from ex- 
changer 121 is compressed and cooled to yield stream 
42, which is returned directly to reactor 103 as recycle 
stream 5. Separator vessel 127 is not required in this 

50 case. Essentially all of the oligomers and heavier hydro- 
carbons in stream 30 are contained in stream 42. In this 
embodiment of the present invention, scrub column 117 
and scrub makeup stream 57 are not required, and con- 
densate 27 is returned directly to reactor 1 03 as stream 

55 7. Optionally, purge gas stream 30 can be cooled initially 
in heat exchanger 121 to an intermediate temperature 
where most of the heavier components have con- 
densed, for example +50 to -25° F (10 to -30°C). and 
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then sent to an intermediate separator vessel. The con- 
densed heavier components are separated from the un- 
condensed purge gas in the intermediate separator ves- 
sel and may be recovered directly. Alternatively the con- 
densed heavier components may be rewarmed sepa- 
rately or may be combined with one of the other warming 
streams in heat exchanger .121. The uncondensed 
purge gas from the intermediate separator vessel is than 
returned to heat exchanger 121 and further cooled to 
condense the ethylene or propylene. 

An alternative embodiment of the invention is illus- 
trated in Fig. 2. Scrub column overhead 35, or optionally 
cooled purge stream 30 if scrub column 117 is not re- 
quired, is cooled and partially condensed in heat ex- 
changer 121 as earlier described, and the resulting 
stream is separated in separator 123 to yield conden- 
sate 37. Vapor 45 from separator 1 23 is expanded, pref- 
erably by J-T expansion across a throttling valve, to yield 
further cooled vapor 47; liquid 37 is flashed and sepa- 
rated in separator 125 to yield vapor 51 and liquid 39. 
In this embodiment, vapor streams 47 and 51 are com- 
bined as stream 52 which is warmed in exchanger 1 21 
to provide additional refrigeration, and the resulting 
warmed nitrogen 54 is vented or flared. The amount of 
hydrocarbons discharged to the atmosphere if nitrogen 
stream 54 is vented is reduced by about two orders of 
magnitude compared with venting of purge gas stream 
23. By combining vapor streams 47 and 51, heat ex- 
changer 121 is simpler and operates more efficiently 
than in the previous embodiment; this advantage is off- 
set by the possibility that nitrogen 54 cannot be recycled 
to purge vessel 107. 

In another alternative embodiment, separator ves- 
sel 125 is eliminated and condensate 37, after flashing, 
is vaporized and warmed in heat exchanger 121. This 
embodiment also simplifies heat exchanger 121 but re- 
sults in a higher level of nitrogen in the recovered eth- 
ylene or propylene. In another embodiment, at least a 
portion of the nitrogen-rich vapor 45 from separator ves- 
sel 123 is warmed in heat exchanger 121 without being 
reduced in pressure so that nitrogen stream 49 can be 
recovered at a higher pressure for purging or other uses. 

To illustrate one embodiment of the invention as de- 
scribed above with reference to Fig. 1, a heat and ma- 
terial balance was carried out for treating 1 35 Ibmoles 
(61 kgmoles) per hour of polyethylene product purge 
gas 23 containing 50 mole % nitrogen, 31 mole % eth- 
ylene, 13 mole % ethane, and 4 mole % isopentane ad- 
ditive, with the remaining 2 mole % comprising hydro- 
gen, other light hydrocarbons, and 5000 ppmv oligom- 
ers. Product purge gas 23 after pressure damping in 
surge vessel 109 is compressed to 450 psia (3 MPa) by 
compressor 111, cooled to 100°F (38°C) in cooler 113, 
and separated in separator 115 to yield compressed va- 
por 29 and condensate 27 which is recycled to reactor 
103 as part of stream 7. Compressed vapor 29 is con- 
tacted with 5.5 Ibmoles (2.5 kgmoles) per hour of iso- 
pentane in scrub column 117 which contains five theo- 



retical stages of vaporrliquid contacting, and essentially 
all oligomers and other heavy hydrocarbons are ab- 
sorbed in the scrub liquid. which is withdrawn. as scrub 
column bottoms 33. Condensate 27 and scrub column 

5 bottoms 33 are combined and recycled as stream 7 to 
reactor 103. The total concentration of oligomers and 
other heavy hydrocarbons in scrub column overhead 35 
is less than 50 ppmv, which is sufficiently low that these 
components will not freeze out in downstream low-tem- 

10 perature process equipment. 

Scrub column overhead 35, which is saturated with 
about 6 mole % isopentane; passes to recovery system 
1 1 9 which in this example utilizes low temperature heat 
exchanger 1 21 to cool and partially condense overhead 

15 stream 35 as earlier described. Recovered vapor 41 
from heat exchanger 121 contains 62 mole % ethylene, 
25 mole % ethane, 1 2 mole % isopentane, and less than 
1 mole % nitrogen and other light gases. Vapor 41 is 
compressed to 450 psia (3 MPa) 17, cooled, and recov- 

20 ered as recycle stream 43 which contains ail the ethyl- 
ene and ethane and about half of the isopentane from 
stream 41. Stream 43 is recycled to reactor 103 as 
stream 5. Condensed isopentane stream 55 is com- 
bined with 1 .6 Ibmoles (0.7 kgmole) per hour of isopen- 

25 tane in makeup stream 57 and the combined stream 31 
is returned to scrub column 117. Nitrogen stream 49, 
which contains about 1 mole % ethane and ethylene, 
optionally is recycled to provide purge nitrogen 21 ; oth- 
erwise the stream is vented or combusted in the plant 

30 flare system. Nitrogen stream 53, which contains higher 
concentrations of ethane and ethylene than stream 49, 
is combusted in the plant flare system. 

In the alternative mode of operation of reactor sys- 
tem 101 discussed earlier, reactor 103 may produce 

35 very low amounts of oligomers and heavy hydrocarbons 
such that these oligomers and heavier hydrocarbons in 
stream 26 will be soluble in condensed liquids contain- 
ing ethylene and intermediate hydrocarbons. This em- 
bodiment of the present invention is illustrated by the 

40 following example. Relerring to Fig. 1 , 100 Ibmoles (45 
kgmoles) of product purge gas 23 withdrawn from purge 
vessel 107 contains 57 mole % nitrogen and 41 mole % 
ethylene with the remainder consisting of light hydrocar- 
bons and hydrogen. The purge gas also contains hex- 

45 ene-1 comonomer and oligomers such as C 8 and heav- 
ier olefin ic byproducts of the polymerization reaction in 
reactor 1 03. Product purge gas 23 is compressed to 400 
psia (2.75 MPa) and cooled to 100°F (38°C) in cooler 
113. Compressed and cooled purge gas 26 is taken di- 

50 rectly as stream 30 to heat exchanger 121 and cooled 
against cold process streams to -200°F (-130°C). The 
resulting cooled and partly condensed stream is sepa- 
rated in separator vessel 1 23 into ethylene-rich liquid 37 
and nitrogen-rich vapor 45 which contains less than 1.5 

55 mole % ethylene and other hydrocarbons. Liquid 37 
contains 98% of the ethylene in purge gas 30, and also 
contains dissolved heavy hydrocarbons such as hex- 
ene-1 and oligomers at concentrations below their re- 
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spective solubility limits. Nitrogen-rich vapor 45 is re- 
duced in pressure to 115 psia (0.8 MPa), warmed in ex- 
changer 121 to 83°F (28°C), and vented to the atmos- 
phere or recycled as stream 21 . Ethylene-rich liquid 37 
is flashed to 20 psia (1 40 kPa) and passed into separa- 5 
tor vessel 125. Dissolved nitrogen is released therein as 
vapor 51 containing about 8 mole % ethylene which is 
warmed in exchanger 121 and combusted in the plant 
flare. Ethylene-rich liquid 39, which contains 98 mole % 
ethylene and less than 1 mole % nitrogen, is vaporized to 
and warmed to 83°F(28°C) in exchanger 121 to provide 
most of the refrigeration for condensation of the- purge 
gas stream 30. Vaporized ethylene stream 41 is com- 
pressed to 400 psia (2.75 MPa) and recycled to reactor 
103. In this example, 97% of the ethylene in product 15 
purge gas 23 is recovered and recycled to reactor 103. 

The description above and examples describe the 
recovery of ethylene in polyethylene production, al- 
though as earlier stated the method of the present in- 
dention alternatively can be applied to the recovery of 20 
propylene in polypropylene production. While the inter- 
mediate hydrocarbons, comonomers, and heavy hydro- 
carbon byproducts may be somewhat different in poly- 
propylene production than in polyethylene production, 
the process steps in recovering the monomers ethylene 
and propylene will be the same. When low temperature 
heat exchanger 121 is used to recover propylene, the 
temperature of separator vessel 1 23 typically will be -50 
to-150°F (-45to-100°C) 

Thus the embodiments of the present invention pro- 
vide improved methods for recovering the light hydro- 
carbons ethylene or propylene from polyalkene product 
purge gas for recycle to the polymerization reactor In 
one embodiment of the invention, oligomers and heavier 
hydrocarbons are removed by absorption in an interme- 
diate hydrocarbon which is compatible with the poly- 
alkene reactor operation. This eliminates the problems 
caused by freezout of the oligomers and heavier hydro- 
carbons when low temperature condensation is used for 
the recovery of light and intermediate hydrocarbons 
from the purge gas. This embodiment also eliminates 
the problem of adsorbent deactivation or permanent ad- 
sorption when adsorption -based methods are used to 
recover light and intermediate hydrocarbons from the 
purge gas. Because the intermediate hydrocarbon used 
for absorption is compatible with the polyalkene reactor 
operation, the absorption step can be operated on a 
once-through basis and a separate capital- and energy- 
intensive step for recovery of ethylene or propylene from 
the absorbing liquid is not required. The rich absorber 
bottoms liquid is recycled directly to the polymerization 
reactor. A distinguishing feature and advantage of the 
alkenc condensation and recovery steps described ear- 
lier is that a large portion of the refrigeration for condens- 
ing the light and intermediate hydrocarbons is provided ss 
through autorefrigeration by flashing and vaporizing the 
condensate itself before recycle as vapor to the poly- 
alkene reactor. Additional refrigeration can be provided 
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by J-T expansion and warming of the nitrogen-rich vapor 
stream(s) before recycle or flaring, so that expensive ex- 
ternal refrigeration such as that provided by an expand- 
er is not required. Alternatively, inexpensive auxiliary re- 
frigeration could be provided so that olefin-rich liquid 
stream 39 can be vaporized and recovered at higher 
pressures, for example above 50 psia (350 kPa). This 
auxiliary refrigeration could be obtained from any con- 
venient source such as the vaporization of liquid ethyl- 
ene or propylene which is used as a feedstock in the 
plant or the vaporization of liquid nitrogen used as utility 
or purge gas rrr the plant. Ethylene or propylene refrig 4 - 
eration might be obtained from an associated ethylene 
plant. 



Claims 

1. A method for the recovery of hydrocarbons from 
product purge gas (23) generated in the synthesis 
of a polyalkene product from a feed gas (1 ) com- 
prising alkene monomer and one or more interme- 
diate hydrocarbons in a polymerization reactor 
(103), wherein said product purge gas (23) is gen- 
erated by purging said polyalkene product with an 
inert gas (21), and wherein said product purge gas 
(23) comprises said inert gas, unreacted alkene 
monomer, one or more heavy hydrocarbons formed 
as byproducts in said polymerization reactor, and 
one or more intermediate hydrocarbons having vol- 
atilities intermediate said alkene monomer and said 
one or more heavy hydrocarbons, said method 
comprising either 

(A) the steps of: 

(a) contacting said product purge gas (23) 
in a gas-liquid absorption zone (117) with 
a scrub liquid feed (31) comprising at least 
one of said one or more intermediate hy- 
drocarbons, thereby absorbing at least a 
portion of said one or more heavy hydro- 
carbons in said scrub liquid (31); 

(b) withdrawing from said absorption zone 
(117) a vapor overhead (35) comprising 
said inert gas and at least a portion of said 
alkene monomer and an absorber bottoms 
scrub liquid (33) comprising at least a por- 
tion of said one or more heavy hydrocar- 
bons; 

(c) recovering said alkene monomer from 
said vapor overhead (35); and 

(d) recycling (7) at least a portion of said 
absorber bottoms scrub liquid (33) to said 
polymerization reactor (103), or 

(B) . when the heavier hydrocarbon content of 
the product purge gas (23) is soluble in the con- 
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densed monomer and intermediate hydrocar- 3. 
bon liquids, the steps of: 

(i) compressing (111), cooling, and partially 
condensing (115) said product purge gas s 4. 
(23), and separating the resulting partially 
condensed stream (26) into a vapor (30) 

rich in said inert gas which also contains 
portions of said unreacted alkene mono- 
mer, one or more heavy hydrocarbons 10 
formed as byproducts in said polymeriza- 5. 
tion reactor, and one or more intermediate 
hydrocarbons having volatilities intermedi- . 
ate said alkene monomer and said one or 6. 
more heavy hydrocarbons, and a hydro- *5 
carbon-rich liquid (27); 

(ii) further cooling and partially condensing 
said vapor (30) of step (i) by indirect heat 
exchange (1 21 ) with cold process streams 
(39,52), and separating the resulting par- 20 
tially condensed stream (36) into a vapor 
(45) rich in said inert gas and a hydrocar- 
bon-rich liquid (37) containing said mono- 
mer; 

(iii) flashing said hydrocarbon -rich liquid 25 

(37) of step (ii) to a reduced pressure and 
separating the resulting flashed stream 

(38) into a vapor (51 ) rich in said inert gas 
and a hydrocarbon-rich liquid (39) enriched 

in said monomer; and 30 

(iv) warming and vaporizing said hydrocar- 
bon-rich liquid (39) of step (iii) to provide 
by indirect heat exchange (121) at least a 
portion of the refrigeration required to cool 
and partially condense said vapor (30) of 35 
step (i) in step (ii), thereby yielding a mon- 
omer-rich vapor (41). 

2. A method of Claim 1 comprising the steps of: 

40 

(a) contacting said product purge gas (23) in a 
gas-liquid absorption zone (117) with a scrub 

liquid feed (31 ) comprising at least one of said 7. 
one or more intermediate hydrocarbons, there- 
by absorbing at least a portion of said one or 45 
more heavy hydrocarbons in said scrub liquid 
(31); 

(b) withdrawing from said absorption zone 8. 
( 1 1 7) a vapor overhead (35) comprising said in- 
ert gas and at least a portion of said alkene so 
monomer and an absorber bottoms scrub liquid 

(33) comprising at least a portion of said one or 
more heavy hydrocarbons; 

(c) recovering said alkene monomer from said 
vapor overhead (35); and 55 

(d) recycling (7) at least a portion of said ab- 
sorber bottoms scrub liquid (33) to said polym- 
erization reactor (103). 



A method of Claim 2, wherein said scrub liquid (31) 
comprises a hydrocarbon selected from isobutane, 
isopentane, butene-1. hexane, and hexene-1. 

A method of Claim 2 or Claim 3, wherein said prod- 
uct purge gas (23) is compressed (111) and cooled 
(113) and any condensate (27) removed therefrom 
prior to treatment in said gas-liquid absorption zone 
(117).. 

A method of Claim 4, wherein said condensate is 
recycled to said polymerization reactor ( 1 03). 

A method of Claim 4 or Claim 5, wherein the recov- 
ery of said alkene monomer from said vapor over- 
head (35) is accomplished by the steps of: 

(1) cooling and partially condensing said vapor 
overhead (35) by indirect heat exchange (121) 
with cold process streams (39,47,51), and sep- 
arating the resulting partially condensed 
stream (36) into a vapor (45) rich in said inert 
gas and a hydrocarbon-rich liquid (37); 

(2) flashing said hydrocarbon -rich liquid (37) of 
step (1) to a reduced pressure and separating 
the resulting flashed stream (38) into a vapor 
(51) rich in said inert gas and a hydrocarbon- 
rich liquid (39); 

(3) warming and vaporizing said hydrocarbon- 
rich liquid (39) of step (2) to provide by indirect 
heat exchange (121) at least a portion of the 
refrigeration required to cool and partially con- 
dense said vapor overhead (35) in step (1) 
yielding a hydrocarbon -rich vapor (41); and 

(4) compressing, cooling, and partially con- 
densing said hydrocarbon-rich vapor (41) of 
step (3) : separating the resulting stream into a 
monomer-rich vapor (43) and a condensate 
(55) which contains at least one of said one or 
more intermediate hydrocarbons in said scrub 
liquid (31). 

A method of Claim 6, wherein said condensate (55) 
of step (4) is combined with makeup scrub liquid 
(57) to provide said scrub liquid feed (31) to said 
gas-liquid absorption zone (117). 

A method of Claim 1 comprising the steps of: 

(i) compressing (111). cooling, and partially 
condensing (115) said product purge gas (23), 
and separating the resulting partially con- 
densed stream (26) into a vapor (30) rich in said 
inert gas which also contains portions of said 
unreacted alkene monomer, one or more heavy 
hydrocarbons formed as byproducts in said po- 
lymerization reactor, and one or more interme- 
diate hydrocarbons having volatilities interme- 
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diate said alkene monomer and said one or 
more heavy hydrocarbons, and a hydrocarbon- 
rich liquid (27); 

(ii) further cooling and partially condensing said 
vapor (30) of step (i) by indirect heat exchange s 
(121) with cold process streams (39,52), and 
separating the resulting partially condensed 
stream (36) into a vapor (45) rich in said inert 
gas and a hydrocarbon-rich liquid (37) contain- 
ing said monomer; io 

(iii) flashing said hydrocarbon-rich liquid (37) of 
step (ri) to a reduced pressure and separating 
the resulting flashed stream (38) into a vapor 
(51) rich in said inert gas and a hydrocarbon- 
rich liquid (39) enriched in said monomer; and is 

(iv) warming and vaporizing said hydrocarbon- 
rich liquid (39) of step (iii) to provide by indirect 
heat exchange (121) at least a portion of the 
refrigeration required to cool and partially con- 
dense said vapor (30) of step (i) in step (ii), 20 
thereby yielding a monomer-rich vapor (41). 

9. A method of Claim 1 , wherein at least a portion of 
said one or more heavy hydrocarbons in said vapor 
(30) of step (i) condense in step (ii) and remain sol- 2s 
uble in said' hydrocarbon -rich liquids (37,39) of 
steps (ii) and (iii). 

10. A method of any one of Claims 6 to 9, wherein said 
monomer-rich vapor (41 ,43) is recycled to said po- 30 
lymerization reactor (103). 

11. The method of any one of Claims 6 to 10, wherein 
said vapor (45) of step (1 ) or (ii) is reduced in pres- 
sure and the resulting reduced-pressure vapor (47) 35 
and said vapor (51) of step (2) or (iii) are warmed 

by indirect heat exchange (121) with said vapor 
(30,35) of step (b) or (i) to yield a first (49) and a 
second (53) warmed inert gas stream, thereby pro- 
viding another portion of the refrigeration required 40 
to cool and partially condense said vapor (30,35) in 
step (1) or (ii). 

12. A method of Claim 11 , wherein at least a portion of 
said first warmed inert gas stream (49) is utilized as *s 
said inert gas for purging said polyalkene product. 

1 3. A method of any one of Claims 6 to 1 0, wherein said 
vapor (45) of step (1) or (ii) is reduced in pressure, 

the resulting reduced-pressure vapor (47) and said so 
vapor (51 ) of step (2) or (iii) are combined, and the 
resulting combined stream (52) is warmed by indi- 
rect heat exchange (1 21 ) with said vapor (30,35) of 
step (b) or (i) to yield a warmed inert gas stream 
(54), thereby providing another portion of the ref rig- ss 
eration required to cool and partially condense said 
vapor (30,35) in step (1) or (ii). 



14. A method of any one of the preceding claims, 
wherein said inert gas is nitrogen. 

15. A method of Claim 2, wherein the recovery of said 
alkene monomer from said vapor overhead (35) is 
accomplished by selective adsorption and desorp- 
tion of said monomer in a pressure swing adsorp- 
tion process. 
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